SI-3 50 mmol) is added at once. The resulting mixture is stirred for 15 min at -40 °C and stirred at 0 °C for further 0.5 h. TMPMgCl·LiCl (6, 43.5 mL, 1.15 M in THF, 50 mmol) is added and the mixture is stirred at 0 °C for 0.5 h and at 25 °C for 1 h. The solvents are removed in vacuo. The resulting pale-brown solid is redissolved in dry THF (40-50 mL) and stirred for 10 min at 25 °C. The freshly prepared TMP 2 Mg·2LiCl (8) is titrated prior to use at 25 °C with benzoic acid using (phenylazo)diphenylamine as indicator. 2
3) Experimental Procedures and Analytical Data
Typical procedure for the metalation of 4,4-dimethyloxazoline (TP 1) using TMPZnCl·LiCl:
A dry and argon flushed Schlenk flask is charged with a solution of 4,4-dimethyloxazoline (1, 1.2 equiv, 1.2 mmol) in dry THF (1.0 mL). The solution is cooled to 0 °C and TMPZnCl·LiCl (3, 1.4 equiv) is added dropwise. The reaction is stirred for 1 h at 0 °C to yield the corresponding 4,4-dimethyloxazolinylzinc reagent (4).
Synthesis of 4,4-dimethyl-2-(4-(trifluoromethyl)phenyl)oxazoline (5a):
O N F 3 C
Preparation from 1-iodo-4-(trifluoromethyl)benzene:
4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, 1.16 M solution) according to TP 1 and is then subjected to a Pd-catalyzed cross-coupling reaction by addition of 1-iodo-4-(trifluoromethyl)benzene (272 mg, 1.0 mmol), Pd(OAc) 2 (7 mg, 3 mol%) and SPhos (25 mg, 6 mol%). The reaction is stirred for 4 h at 50 °C and is then quenched with sat. aq.
NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (i-hexane:ethyl acetate 5:1) to afford 5a (192 mg, 0.79 mmol, 79%) as colorless crystals.
Preparation from 1-bromo-4-(trifluoromethyl)benzene:
4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, 1.16 M solution) according to TP 1 and is then subjected to a Pd-catalyzed cross-coupling reaction by SI-4 addition of 1-bromo-4-(trifluoromethyl)benzene (225 mg, 1.0 mmol), Pd(dba) 2 (17 mg, 3 mol%) and SPhos (25 mg, 6 mol%). The reaction is stirred for 3 h at 50 °C and is then quenched with sat. aq.
NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (i-hexane:ethyl acetate 5:1) to afford 5a (187 mg, 0.77 mmol, 77%) as colorless crystals. : = 2970, 2930, 1651, 1620, 1581, 1521, 1463, 1412, 1386, 1367, 1355, 1323, 1298, 1 249, 1216, 1166, 1128, 1107, 1069, 1016, 989, 963, 921, 870, 852, 818, 774, 754, 687, 664 . 
FT-IR (ATR, cm -1 )

MS (EI
Preparation from ethyl 4-iodobenzoate:
4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, 1.16 M solution) according to TP 1 and is then subjected to a Pd-catalyzed cross-coupling reaction by addition of ethyl 4-iodobenzoate (276 mg, 1.0 mmol), Pd(OAc) 2 (7 mg, 3 mol%) and SPhos (25 mg, 6 mol%). The reaction is stirred for 3 h at 50 °C and is then quenched with sat. aq. NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (i-hexane:diethyl ether 2:1) to afford 5b (195 mg, 0.79 mmol, 79%) as a yellow oil.
Preparation from ethyl 4-bromobenzoate:
SI-5 4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, 1.16 M solution) according to TP 1 and is then subjected to a Pd-catalyzed cross-coupling reaction by addition of ethyl 4-bromobenzoate (229 mg, 1.0 mmol), Pd(dba) 2 (17 mg, 3 mol%) and SPhos (25 mg, 6 mol%). The reaction is stirred for 5 h at 50 °C and is then quenched with sat. aq. NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (i-hexane:diethyl ether 2:1) to afford 5b (228 mg, 0.92 mmol, 92%) as a yellow oil.
1 H-NMR (300 MHz, CDCl 3 , ppm):  = 8.04 -8.13 (m, 2 H), 7.97 -8.04 (m, 2 H), 4.40 (q, J = 7.2 Hz, 2 H), 4.14 (s, 2 H), 1.32 -1.50 (m, 9 H). = 166.0, 161.4, 132.7, 131.9, 129.4, 128.2, 79.3, 67.8, 61.2, 28.3, 14. 3. : = 2970, 2930, 2361, 2340, 1716, 1648, 1613, 1463, 1409, 1365, 1354, 1310, 1299, 1 269, 1215, 1190, 1173, 1102, 1064, 1018, 990, 965, 922, 867, 849, 780, 710, 678 . 4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, 1.16 M solution) according to TP 1 and is then subjected to a Pd-catalyzed cross-coupling reaction by addition of 4-iodobenzonitrile (229 mg, 1.0 mmol), Pd(OAc) 2 (7 mg, 3 mol%) and SPhos (25 mg, 6 mol%). The reaction is stirred for 5 h at 50 °C and is then quenched with sat. aq. NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (CH 2 Cl 2 :diethyl ether 5:1) to afford 5c (160 mg, 0.80 mmol, 80%) as a white solid.
FT-IR (ATR, cm -1 )
MS (EI
Preparation from 4-bromobenzonitrile:
SI-6 4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, : = 2972, 2906, 2229, 1930, 1641, 1610, 1564, 1502, 1462, 1408, 1383, 1357, 1320, 1 310, 1292, 1250, 1218, 1186, 1111, 1071, 1017, 952, 924, 872, 845, 831, 820, 741, 676 . The reaction is stirred for 3 h at 50 °C and is then quenched with sat. aq. NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (CH 2 Cl 2 :diethyl ether 4:1) to afford 5d (168 mg, 0.82 mmol, 82%) as a colorless liquid. = 161.9, 161.8, 129.8, 120.5, 113.5, 79.0, 67.4, 55.3, 28.4 .
MS (EI
SI-7
FT-IR (ATR, cm -1 ) : = 2975, 1733, 1701, 1684, 1602, 1575, 1468, 1458, 1447, 1402, 1380, 1366, 1307, 1 296, 1276, 1256, 1216, 1189, 1154, 1059, 1034, 1029, 992, 968, 927, 914, 901, 806, 794, 778, 742, 715, 691, 662 . 2, 137.3, 129.5, 128.5, 126.5, 79.2, 67.7, 28.4 . : = 2968, 2929, 1650, 1599, 1492, 1463, 1404, 1352, 1312, 1297, 1246, 1214, 1186, 1 173, 1090, 1062, 1015, 989, 963, 920, 870, 839, 820, 731, 678 . : = 2969, 2932, 1716, 1674, 1651, 1598, 1468, 1440, 1397, 1374, 1365, 1354, 1331, 1 267, 1231, 1207, 1137, 1104, 1086, 1027, 999, 978, 939, 923, 901, 864, 817, 782, 764, 732, 721, 710, 663 . 
MS (EI
FT-IR (ATR, cm -1 )
MS (EI
FT-IR (ATR, cm -1 )
MS (EI
Synthesis of 3-(4,4-dimethyloxazolinyl)cyclohex-2-en-1-one (5g):
O N O 4,4-Dimethyloxazoline (1, 119 mg, 1.2 mmol) is metalated with TMPZnCl·LiCl (3, 1.21 mL, 1.4 mmol, 1.16 M solution) according to TP 1 and is then subjected to a Pd-catalyzed cross-coupling reaction by addition of 3-iodocyclohex-2-en-1-one (222 mg, 1.0 mmol), Pd(OAc) 2 (7 mg, 3 mol%) and SPhos (25 mg, 6 mol%). The reaction is stirred for 1 h at r.t. and is then quenched with sat. aq. NH 4 Cl solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column SI-9 chromatography on silica (CH 2 Cl 2 :diethyl ether 2:1) to afford 5g (131 mg, 0.68 mmol, 68%) as a yellow oil.
1 H-NMR (400 MHz, CDCl 3 , ppm):  = 6.56 (t, J =1.7 Hz, 1 H), 4.03 (s, 2 H), 2.68 (td, J =6.0, 1.7 Hz, 2 H), 2.36 -2.54 (m, 2 H), 1.97 -2.14 (m, 2 H), 1.34 (s, 6 H). 13 C-NMR (100 MHz, CDCl 3 , ppm):  = 199.9, 161.8, 146.7, 130.5, 79.0, 68.1, 37.7, 28.2, 25.6, 22 .3.
FT-IR (ATR, cm -1 ) : = 2963, 2928, 1668, 1644, 1598, 1537, 1463, 1455, 1432, 1418, 1364, 1346, 1326, 1 317, 1275, 1252, 1237, 1203, 1187, 1135, 1063, 1020, 953, 904, 890, 702 . Then, benzoyl chloride (141 mg, 1.0 mmol) is added, the reaction is allowed to warm to r.t. over 2 h and is then quenched with sat. aq. NH 4 Cl/NH 3 solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 .
MS (EI
The crude product is purified by column chromatography on silica (CH 2 Cl 2 :i-hexane 8:1) to afford 5h (130 mg, 0.64 mmol, 64%) as a colorless liquid. FT-IR (ATR, cm -1 ) : = 2975, 1733, 1701, 1684, 1602, 1575, 1468, 1458, 1447, 1402, 1380, 1366, 1307, 1 296, 1276, 1256, 1216, 1189, 1154, 1059, 1034, 1029, 992, 968, 927, 914, 901, 806, 794, 778, 742, 715, 691, 662 . 90, 157.20, 155.77, 155.64, 153.19, 153.06, 151.33, 151.20, 148.84, 148.71, 131.74, 131.70, 131.65, 128.22, 128.19, 128.14, 128.11, 120.28, 120.09, 117.54, 117.36, 78.84, 69.41, 28.14, 24.59 . : = 2971, 2361, 1721, 1689, 1679, 1617, 1602, 1515, 1469, 1432, 1420, 1399, 1382, 1 366, 1330, 1283, 1272, 1257, 1242, 1216, 1198, 1146, 1119, 1056, 1035, 998, 979, 958, 947, 932, 920, 889, 871, 864, 828, 798, 787, 774, 758, 704, 668, 656 . : = 2973, 1740, 1691, 1636, 1586, 1461, 1435, 1386, 1364, 1324, 1284, 1262, 1227, 1 186, 1165, 1064, 1048, 1023, 981, 970, 955, 934, 905, 873, 860, 819, 782, 754, 724, 688 . Then, 2-iodobenzoyl chloride (266 mg, 1.0 mmol) is added, the reaction is allowed to warm to r.t. over 6 h and is then quenched with sat. aq. NH 4 Cl/NH 3 solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (CH 2 Cl 2 :i-hexane 8:2) to afford 5k (241 mg, 0.65 mmol, 65%) as a yellowish solid. : = 2971, 1737, 1693, 1625, 1581, 1462, 1431, 1386, 1380, 1366, 1324, 1301, 1283, 1 259, 1227, 1216, 1187, 1166, 1118, 1062, 1046, 1017, 986, 968, 949, 939, 903, 860, 816, 793, 781, 748, 723, 680 . Then, thiophene-2-carbonyl chloride (147 mg, 1.0 mmol) is added, the reaction is allowed to warm to r.t. over 2 h and is then quenched with sat. aq. NH 4 Cl/NH 3 solution, extracted with CH 2 Cl 2 and dried over Na 2 SO 4 . The crude product is purified by column chromatography on silica (CH 2 Cl 2 100%) to afford 5l (134 mg, 0.64 mmol, 64%) as a yellow liquid. = 175.3, 157.6, 140.7, 137.3, 136.8, 128.5, 79.2, 69 .1, 28.1. : = 2974, 2931, 1736, 1689, 1681, 1649, 1614, 1582, 1548, 1525, 1513, 1501, 1467, 1 440, 1430, 1407, 1380, 1360, 1344, 1301, 1277, 1257, 1233, 1220, 1187, 1153, 1079, 1049, 990, 972, 944, 915, 879, 846, 833, 794, 782, 714, 664 . 9, 129.4, 125.2, 79.0, 66.8, 35.2, 28.4, 28.3, 26.4, 24.7, 20.8 . : = 3110, 2964, 2944, 2926, 2909, 2866, 2834, 1659, 1611, 1477, 1463, 1450, 1437, 1 428, 1399, 1367, 1351, 1315, 1301, 1286, 1251, 1208, 1189, 1156, 1138, 1118, 1104, 1068, 1037, 996, 980, 958, 950, 915, 898, 878, 857, 843, 832, 823, 736, 702, 657 . (20), 179 (100), 178 (87), 165 (6), 164 (66), 152 (5), 151 (8), 150 (57), 148 (8), 138 (5), 134 (5), 124 (6), 113 (8), 108 (6), 95 (5), 81 (13)79 (6). 2, 132.4, 130.0, 128.4, 120.4, 89.2, 78.9, 77.7, 67 .9, 28.1. : = 2969, 2929, 2896, 2231, 1627, 1597, 1574, 1491, 1474, 1460, 1444, 1385, 1364, 1 352, 1312, 1248, 1230, 1187, 1143, 1097, 1070, 999, 974, 928, 896, 820, 786, 755, 688 . = 161.7, 141.6, 137.3, 134.4, 133.5, 132.2, 131.1, 130.7, 129.5, 128.5, 117.9, 114.3, 79.7, 68.0, 27.9 . -1 ) : = 2967, 2928, 2231, 1653, 1484, 1462, 1410, 1392, 1365, 1350, 1308, 1213, 1179, 1 091, 1065, 1034, 1013, 986, 959, 920, 901, 828, 814, 763, 734, 724, 698, 668 . = 166.9, 140.3, 139.5, 139.4, 136.6, 135.6, 134.8, 132.2, 131.0, 130.1, 128.8, 118.0, 117.7, 113.1, 54.9, 51.1, 36.9, 24 .5.
FT-IR (ATR, cm -1 )
MS (EI
FT-IR (ATR, cm -1 )
MS (ESI
HR-MS (ESI, 70 eV):
Synthesis of (2-iodophenyl)(4,4-dimethyloxazolinyl)methanone (5k):
FT-IR (ATR, cm -1 )
MS (EI
HR-MS (EI, 70 eV):
Synthesis of (4,4-dimethyloxazolinyl)(thiophen-2-yl)methanone (5l):
FT-IR (ATR, cm -1 )
SI-13
MS (EI
FT-IR (ATR, cm -1 )
MS (EI, 70 eV): m/z (%) = 180
HR-MS (EI
FT-IR (ATR, cm -1 )
MS (EI
FT-IR (ATR, cm
MS (EI
SI-16
FT-IR (ATR, cm -1 ) : = 3264, 2924, 2237, 1630, 1603, 1555, 1494, 1470, 1455, 1445, 1432, 1416, 1387, 1 364, 1327, 1300, 1262, 1238, 1092, 1016, 994, 927, 913, 891, 872, 844, 837, 831, 801, 758, 733, 714, 700, 677 . (77), 216 (20), 214 (22), 191 (48), 190 (59), 105 (20), 85 (19), 77 (79), 71 (23), 69 (22), 57 (40), 55 (50), 51 (26), 43 (27), 43 (20) , 41 (37). -10  0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200  210  220  230 f1 (ppm) -10  0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200  210  220  230 f1 (ppm) 
MS (EI
HR-MS (EI
